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(54) Slurry compositions 

(57) A slurry containing abrasive particles and ex- 
hibiting normal stress effects. The slurry further contains 
non-polishing particles resulting in reduced polishing 



rate at recesses, while the abrasive particles maintain 
high polish rates at elevations. This leads to improved 
planarization. 
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Description 

The present invention is concerned with slurry compositions suitable for polishing and especially for non-planarised 

surfaces in the microelectronics industry. The present invention is also quite useful for polishing non-planarised surfaces 
5 having large radii of curvature with respect to the feature size or surface variations being polished, such as the convex 

and concave surfaces of mirrors and lens. The present invention makes it possible to achieve a significantly greater 

degree of planarisation than was previously possible. The present invention also makes it possible to use polishing 

pads of increased hardness without causing scratches^ 

Historically the goal of polishing is to take out scratches from an otherwise planar surface. Here the polish rate at 
io the sharp peaks is higher than at the indentations due to the stress concentrations at the peaks. This automatically 

leads to the elimination of the peaks. 

Contrary to the above, the goal of polishing in the microelectronics industry is to planarise a scratch-free surface. 

Most often the surface morphology includes wide plateaus adjacent to wide valleys resulting from the confonmal nature 

of most deposition processes when considered on a large scale. Since wide plateaus do not present significant stress 
is concentrations, they do not polish much faster than the wide valleys. Consequently, polishing is inefficient in achieving 

planarisation, and the starting surface morphology (steps) is planarised only to a limited extent. 

The wider the features, the more difficult planarisation becomes. Since a soft pad is more conformal than a hard 

pad, its use practically excludes the possibility to planarise. The use of a hard (stiff) pad, while more favourable from 

a planarisation point of view, still does not eliminate the problem, since while the degree of conformity decreases, it 
20 does not disappear. In addition, hard pads cause scratches on the surface with the abrasive or the polishing debris, 

which cannot be tolerated because these scratches in turn can cause shorts. 

The requirement for planarity is the most stringent in the shallow trench isolation (STI) application of SiCfe because 

this feature is at the base, and every subsequent layer will replicate any non-planarity of the surface topography. 

Because of the lack of a truly planarising polishing process, currently the problem is addressed by the deposition of 
2S "dummy structures" or "polish-stops" which elevate the valley areas to the height of the plateau areas. This requires 

extra design effort, extra patterning, extra deposition, reactive ion etching and polishing steps. The total number of 

these expensive auxiliary steps often reaches six, where if planarisation of the original polishing process were efficient, 

one step would suffice. 

Concerning oxide planarisation, it is important to appreciate the fact that oxide polishing results in an even lesser 
30 degree of planarisation than does metal polish. This problem is reduced in interlevel dielectrics by increasing the initial 
thickness of the oxide, since planarisation improves when an increasing amount is removed. 

While this approach increases the cost of planarisation, the extent of planarisation is still not good enough for very 
large scale integration schemes. 

An object of the present invention is to provide a planarisation process having a polish rate significantly faster in 
35 the elevated areas (plateaus) than in the recessed areas (valleys), which therefore achieves a significantly greater 
degree of planarization than was previously possible. The present invention also permits the use of harder pads without 
causing scratches by means of coating the scratch -causing polishing debris. 

More particularly, the present invention is directed to a polish slurry that contains abrasive particles and exhibits 
normal stress effects. The slurry compositions of the present invention contain as a portion of the suspended particles, 
40 particles that exhibit reduced or diminished polishing action and normal stress effect, e.g., they climb up into recesses 
on the pattern and cause a reduced polish rate there. This is preferably achieved by a slurry that contains abrasive 
particles and a polyelectrolyte. The poly electrolyte adsorbs on a fraction of the abrasive particles and these exhibit 
normal stress effects reducing the polish rate at recesses. The concentration of the polyelectrolyte is about 5-50 percent 
of the weight of the abrasive particles. 
4S According to an alternative specific embodiment, the polish slurry can contain abrasive particles and water-insol- 

uble polymer particles. 

A still further specific embodiment is concerned with a polish slurry containing abrasive particles and surfactant 
micelles. 

The present invention is also concerned with planarising a surface. The process includes providing on the surface 
so to be planarised the above described slurries. The surface is then planarised by contacting with a polishing pad and 
preferably with a stiff polishing pad providing a high rate of shear in the slurry by high rotational speed of platen and 
carrier. 

The present invention may also be used to polish non-planarised surfaces having large radii of curvature with 
respect to the feature size or surface variations being polished, such as for example, convex and concave surfaces of 
ss mirrors and lenses. In addition to utilising that component of the normal stress effect which makes the polymer particles 
climb up into recesses (and reduces polish rate there, leading to planarization on a microscopic scale), another aspect 
of the normal stress effect, namely that polymer particles also tend to migrate laterally towards the centre of the surface 
being polished, can also be utilised for macroscopic shaping of a surface, for example producing a curvature. 
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How the invention may be carried out will now be described by way ot example only and with reterence to the 
accompanying drawings in which: 

Figure 1 illustrates a cylindrical co-ordinate system to represent the conditions of polishing. 

Figure 2 is an illustration ol the first normal stress difference, a-, (X) arising in a polymeric fluid subjected to shear 
5 between rotating disks. 

Figure 3 illustrates the relative location of the coated particles and uncoated ones due to shear pursuant to the 
present invention, the wafer being upside down during polishing. 

Figure 4 illustrates planarization being achieved according to the present invention. 

Figure 5 shows a surface profile obtained not in accordance with this invention. 
io Figure 6 shows a surface profile obtained in accordance with the invention. 

According to the present invention, a polish slurry that contains abrasive particles and exhibits normal stress effects 
is provided. The non-linear elasticity of some non-Newtonian polymer solutions and polymeric fluids manilests itself 
in the development of normal stress differences that arise perpendicular to the direction of shear. To explain this effect, 
one can approximate the conditions of polishing with torsional flow between Iwo rigid parallel disks, and use a cylindrical 
is co-ordinate system, z, a, r (Figure 1). Here one disk at z=0 has the angular velocity of 11$, and the other disk at z=d 
has the angular velocity of fi d , and AH = fl 6 - = 0. 

The rate of shear is X = rAft/d, where r is the radial distance from the centre of the disk. The shearing stresses 
T 2r = T ar = 0, T 2a = t(X). Particularly important here is the first normal stress difference, - T„ = o^X). 

The first normal stress difference causes the fluid to flow radially inward between two rotating plates, and tends 
20 to separate the plates. Drilling holes into the upper disk and placing capillaries through the holes results in the fluid 
climbing up in the capillaries. This is illustrated in Figure 2. It is important to note that the higher the rate of shear, the 
higher o-, (X) becomes. For a polymer solution o(X) can be larger than t(X), while for a Newtonian fluid a^O. 

The polishing slurries used in the prior art are aqueous suspensions of abrasive particles, and exhibit Newtonian 
behaviour, i.e., the first normal stress difference is zero. However, non-Newtonian behaviour can be imparted to such 
25 slurries by the addition of such polyelectrolytes according to the present invention, which by themselves, in solution, 
exhibit normal stress effects, and which adsorb on the abrasive particles. The polyelectrolytes impart the same behav- 
iour to the abrasive particles. The polyelectrolyte contains a polymer chain and a functional group, which, by electron 
transfer can chemisorb on differently charged surfaces. Poly ions, that are highly attracted to the surface of the abrasive 
particles, achieve adsorption behaviour of the Langmuir type, and the polymer lies flat on the surface of the abrasive 
30 particle until a "monolayer" coverage is achieved. The polyion will, of course, adsorb on the surface of the workpiece 
(wafer) as well in the form of a monolayer. 

Among the aspects recognised by the present inventor about polymer-coated abrasive particles are the following: 

1 . Their polishing action is greatly reduced, which results in diminishing polishing rates. 
35 2. Polymer-coated abrasive particles act as polymeric macromolecules, and climb up in recess spaces perpen- 

dicular to the direction of shear (see Figure 2). 

On the other hand, among the aspects recognised by the present inventor about uncoated abrasive particles are 
the following: 

40 

1 . Polish rate depends on the volume-concentration of uncoated abrasive particles. 

2. Uncoated particles do not climb up in recess spaces perpendicular to the direction of shear. 

In order to take advantage of these observations to achieve planarization, the quantity of polyelectrolyte in an 
45 abrasive suspension is such that a fraction of the particles will be coated with the polyelectrolyte, while another fraction 
of the abrasive particles will remain uncoated. In addition, among the aspects recognised by the present invention, , 
about a slurry containing both coated and uncoated abrasive particles are as follows: 

1. The normal-stress effect separates the coated particles from the uncoated particles. The coated particles climb 
50 up and accumulate in the recesses of the pattern (valleys), while the uncoated abrasive particles remain in the 

lower portion of the slurry, i.e., at the elevations (fields) of the pattern, as illustrated in Figure 3. In Figure 3, 1 
represents the coated particles and 2 represents the uncoated ones. The surface to be planarised is placed upside 
down on the polishing pad. 

2. The polymer-coated particles accumulate in the recesses of the pattern and since they have hardly any polishing 
55 action, the polish rate in the recesses is very slow. 

3. The uncoated abrasive particles accumulate at the elevations or fields of th pattern, and since they have 
undiminished polishing action, here the polishing rate is fast. 

4. A fast polish rate at the elevations and a slow polish rate in the recesses (valleys) leads to planarization, as 
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shown in Figure 4, wherein the dotted line represents the profile before polishing and the solid lines, the profile 
after polishing. 

Also according to preferred aspects of the invention,, the polishing pads should possess the lollowing character- 
s istics: 

1 . The polishing pad is preferably stiff and does not deform completely into the sunken areas of the pattern, because 
if it does so, there will be no room for the separation of coated and uncoated abrasive particles. This preference 
of stiffness thus necessitates the use of harder pads. Harder pads tend to cause scratches with the polishing 

io debris. This problem is overcome by using such polyelectrolyles for coating a fraction of the abrasive particles 

which also act as dispersants for the polishing debris. Dispersing the polishing debris prevents scratching and 
permits the use of harder pads. "Harder pads" according to the present invention are defined as those to achieve 
a planarization ratio of larger than 3 with conventional slurries, where plana rization ratio refers to the initial step 
height divided by the final (after polish) step height. Accordingly "harder pads" suitable for use in the present 

'5 invention can be readily determined by those skilled in the art once aware of this disclosure without undue exper- 

imentation. 

2. The polishing pad should preferably be plain, without perforations. If perforations are present, the coated particles 
will accumulate there, reducing their number in the recesses of the pattern on the wafer that is to be planarised. 

20 

Preferably the slurry comprises abrasive particles and polyelectrofyte. The polyelectrotyte has ionic moieties of a 
charge different from the ionic charge associated with the abrasive particles. For example, when the ionic charge 
associated with the abrasive particles is anionic (i.e., negative) the polyelectrofyte is cationic, and when the charge 
associated with the abrasive particles is cationic, then the polyelectrofyte is anionic. When the charge associated with 
25 the abrasive particles is neutral, then the polyelectrolyte can be cationic and/or anionic. 

The term polyelectrolyte refers to a substance that contains polyions, which are macro-molecules having a large 
number of ionizable groups. To preserve the elect roneutrality of a polyelectrolyte substance, the polyion charges must 
. be compensated by counterions, typically ions of low molecular weight such as H+, or Na+. Unlike most uncharged 
polymers, poly electrolytes usually are soluble in polar solvents, e.g., water. With regard to their protonation equilibria 
30 in aqueous solution, they can be classified as polyacids, porybases, or, if both acidic and basic groups are present, as 
polyampholytes. 

The polyelectrolytes impart normal stress effects to the slurries. In solution, the polyelectrofytes exhibit normal 
stress effects and their adsorption on the abrasive particles impart the same behaviour to the particles. This differs 
from prior art polishing slurries which exhibit no normal stress effects. 

35 According to the present invention, in order to achieve planarization, the quantity of polyelectrolyte in the abrasive 

suspension is such that a fraction of the particles will be coated with the polyelectrolyte, while another fraction of the 
abrasive particles will remain uncoated. In order to achieve this, the weight percent of the polyelectrolyte should be 
about 5 to about 50 percent, preferably about 15 to about 30 percent by weight, and most preferably about 20 percent 
by weight of the abrasive particles in the slurry. These ratios depend somewhat on the relative size of the abrasive 

40 particles and the polyelectrolyte. 

The ionizable or anchoring groups by which the polyions can be bound to the polishing abrasive particles include: 

1. Acidic groups such as carboxyl groups, for example in poly(acrylic acid), poly(methacrylic acid), poly(methyl 
methacrylic acid), poly(maleic acid) or in saturated or unsaturated poly(carboxylic acid)s. Also, phosphoric acid 

45 and/or sulfonic acid groups incorporated into a polymer may act as acidic functional groups. 

2. Basic groups including nitrogen containing groups, such as polymers with amino, amide, imide, vinyl pyridine, 
piperidine and piperazine derivatives. 

50 For the polyions to have a high binding energy to the surface of the abrasive particles, it is desirable that the 

polyions have a high charge density. The addition of electrolytes, for example, increases the strength of a weak polyacid, 
such as pofyacrylic acid, and thus, its adsorption on the abrasive particle. For instance, see Example 2. 

For the polyelectrolyte to have a strong binding energy to the surface of the abrasive, polyacids should be used 
to coat abrasives with a basic character, such as poly(acrylic acid) for alumina abrasive. On the other hand, pofybases 
55 should be used to coat abrasives with an acidic character, such as for example poly(ethylenimine) to coat silica abrasive. 
Polishing abrasives with a near-neutral character, such as zircon ia or ceria, may b coated with either acidic or basic 
polyions, or polyampholytes. 

The following Table 1 illustrates some ionizable chain molecules suitable for the present invention. 

/ 
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TABLE 1 

Examples of some ionizable chain molecules used in planarising slurries 
poly (acrylic acid) 
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In particular, in the polyelectrolyte additives n, the repeat number of the monomer unit, preferably should be in the 
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range ol 5-200, bringing the preferred molecular weight regime of polyelectrolytes between about 500 and 10,000. 

Almost all oxide polishing in the microelectronics industry applies colloidal silica slurry in the alkaline pH regime. 
According to the present invention, preferably the planarising polyion additive has a nitrogen containing group, such 
as amino, amide, imide, vinyl pyridine, piperidine or piperazine derivatives. The most preferred additive is polyethyl- 
s enimine with a molecular weight of about 2,000. The pH of the planarising slurry should be between 9-11 . Since colloidal 
silica polishing slurries consist of silica particles and deionized water, preparing the planarising slurries includes diluting 
the aqueous silica slurry to the desired solids concentration, adding the required amount of the aqueous solution of 
the polyethylenimine and stirring for at least one hour before use to establish the adsorption equilibrium. 

Any hard polishing pad may preferably be used with these planarising slurries that do not contain perforations or 
10 embossed patterns. 

Zr0 2 and Ce0 2 abrasives can also be used to polish Si0 2 . Since their isoelectric points are near neutral, both 
acidic and basic poly ions adsorb on them, thus poly(acrylic acid) as well as polyethylenimine may serve as planarization 
additives for zirconia and ceria slurries. Equally useful are polyelectrolytes, which have both nitrogen-containing and 
carboxyl groups in their structure, such as poly(aminoacid)s and ammonium polyacrylate. The molecular weight of the 
75 additives are preferably in the 500-1 0,000 regime. Any hard polishing pad may preferably be used with these planarising 
slurries which do not contain perforations or embossed patterns. 

In the metal planarization area, the most important application of the present invention is aluminium and aluminium 
alloy planarization. The details of an exemplary process are found in the examples. 

In the case of tungsten planarization, typically the slurry contains alumina abrasive and ferric nitrate oxidant. Ac- 
20 cording to the present invention, preferably a carboxyl-containing polyelectroryte, such as poly(acrylic acid), is em- 
ployed. The polyion additive improves planarization, and prevents the scratching of the oxide, as observed in such 
polishing processes. 

In the case of copper polishing, typically alumina slurry and an acidic oxidant are used. According to the present 
invention, preferably a carboxyl-containing polyelectrolyte, such as poly(acrylic acid), poly(methacrylic acid) and pol- 

25 ymaleic acid is employed. The polyion additive improves planarization and prevents scratches caused by the hard pad. 

In addition to the polyelectroryte, which coats a portion of the abrasive particles, the slurry preferably includes a 
dispersant for dispersing the polishing debris and thereby prevents it from causing scratches and permits the use of 
harder polishing pads. Since low molecular weight polyions with high charge density can function as polishing debris 
dispersants, if the polyelectrolyte is properly selected it can perform both functions. In particular, in the polyelectrolyte 

30 additives n, the repeat number of the monomer unit, preferably should be in the range of 5-200, bringing the preferred 
molecular weight regime of polyelectrolytes between about 500 and 1 0,000, preferably about 1 ,000 to about 5,000 and 
most preferably about 2,000. In the event the polyelectrolyte does not function as a dispersant, the slurry can include 
conventional dispersants such as the amorphous polyphosphate salts, acrylamide polymers, polymaleates, tannins, 
lignins and alginates. 

35 The abrasive particles employed include those conventionally used, as well as polishing slurries that contain con- 

ventional abrasive particles and a dual-valent rare earth ton or suspension of its colloidal hydroxide, wherein the rare 
earth ion is in its higher valent form, as shown in the examples in this application. 

Examples of some suitable rare earths are Ce 4+ , Pr 4 * and Tb 4 * or suspensions of their colloidal hydroxide, such 
as Ce(OH)4. The dual-valent rare earth or rare earth hydroxide colloid acts as an oxidation catalyst and source of OH 

40 jons in the slurry. 

Dual-valent rare earth additives, such as those disclosed in my co-pending U.S. Patent Application Serial No. 

(FI-996-106) the entire disclosure of which is hereby incorporated by reference, may be part of the 

polishing slurry. 

Examples of suitable abrasive particles include alumina, ceria, silica, and zirconia. The abrasives typically have a 
^5 particle size of about 30 to about 200 nm and preferably about 75 to about 1 0Onm. 

The slurry compositions that contain the polyelectrolyte are prelerably prepared by adding the polyelectrolyte to 
the slurry already containing the abrasive particles, thereby coating a fraction of the abrasive particles "in situ." In an 
alternative procedure, a fraction of the abrasive particles can be precoated and then admixed with the slurry containing 
the remaining abrasive particles which will be uncoated. In addition, it may be desirable to pretreat a portion of the 
50 abrasive particles to render them more susceptible to adsorption of the polyelectrolyte from the slurry. For instance, 
salts of the higher valant form of dual-valent rare earth elements or other ferric nitrate are suitable for this purpose. 

According to an alternative embodiment, non water-soluble polymer can be employed as the non-polishing particles 
in place of or in addition to the polyelectrolyte-coated abrasive particles. Suitable synthetic organic polymers include 
polystyrene, butadiene rubbers and water-dispersable poryurethane powders. The polymers are in the form of submi- 
ts cron powder particles. If desired, the polymer particles can be treated with a surfactant such as sodium lauryl sulfate, 
to render them hydrophilic. 

When employed, the polymer particles are typically present in amounts of about 5 to about 50 percent and more 
typically about 15 to about 30 percent by weight and preferably about 20 percent by weight of the abrasive particles 
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in the slurry. 

In a further embodiment, surfactant micelles can be employed as the non-polishing particles in place of or in 
addition to the poly electrolyte-coated abrasive particles. Surfactant molecules or ions of concentrations above the 
critical micelle concentration (CMC) associate into aggregates called micelles. The orientation of surfactant ions in 

s micelles in aqueous solution is such that the hydrophilic moieties are exposed to the water. The micelles most often 
are of spherical shape representing an aggregation number between 20-100. For this implementation to be used for 
example in an alumina slurry, sodium lauryl sulfate surfactant may be used in a concentration above the CMC, typically 
about 0.1 to about 2% by weight, and preferably at least about 0.25% by weight. Of course, the surfactant can be 
cationic, anionic or nonionic, as desired. The surfactant concentration does not depend on abrasive concentration. 

10 If desired, mixtures of two or more of the above types of non-polishing particles can be employed. 

The slurry is preferably an aqueous slurry, though non-water-based slurries, such as polysiloxane fluids, and 
polyisobutylene in cetane or a mixture of water based and non-water-based slurries are included in the present inven- 
tion, if at least part of the slurry exhibits normal stress effects. 

The parameters of the polishing or planarising can be determined by those skilled in the art once aware of this 

is disclosure, without exercising undue experimentation. For instance, the speed of rotation of the polishing pads and 
also of the wafer is about 10 to about 150 rpm and pressure about 2 to about 10 psi. A wafer may be in the range of 
100 to 300 mm in diameter. When polishing a mirror or lens, a rate towards the lower end is typically employed. This 
can be achieved by using the higher amounts of non-polishing particles and/or a lower pressure. 

The abrasive particles could be pretreated with an oxidant which could be ferric nitrate. The slurry could include 

20 water-insoluble polymer particles and/or surfactant micelles. The particle size of said abrasive particles could be 30 to 
about 200nm and more particularly about 75 to about 100nm. The abrasive particles could be selected from the group 
consisting of alumina, ceria, silica and zirconia. The slurry could be an aqueous or a non-aqueous slurry and/or include 
a dual valent rare earth ion or suspension of its colloidal hydroxide. 

The polyelectrolyte may i) be capable of dispersing polishing debris ii) have a molecular weight of about 500 to 

25 10,000, iii) be anionic and have a molecular weight of about 1 ,000 to about 5,000; iv) be anionic and have a molecular 
weight of about 2,000; v) have a molecular weight of about 1 ,000 to about 5,000 and be cationic. The slurry may further 
include a dual valent rare earth ion or suspension of its colloidal hydroxide. The slurry concentration may be 15 to 
about 25 percent. The present invention also includes an abrasive composition as such comprising abrasive particles 
and a polyelectrolyte having ionic moieties of a charge that differs from that associated with said abrasive particles 

30 and wherein the concentration of said polyelectrolyte is about 5 to about 50 percent by weight of said abrasive particles. 
The slurry may be found by a process of adding the polyelectrolyte to a slurry containing the abrasive particles to 
thereby coat a fraction of said abrasive particles in situ. The slurry may be formed by a process of precoating a portion 
of the abrasive particles and then admixing the precoated abrasive particles with a slurry of the remaining portion of 
the abrasive particles to thereby produce the slurry. The slurry may be formed by a process of pretreating a portion of 

35 the abrasive particles to render them more susceptible to adsorption of a polyelectrolyte from the slurry. The present 
invention also includes a method for polishing a surface which method comprises providing on the surface a slurry 
comprising abrasive particles and exhibiting normal stress effect; and planarising the surface by contacting it with a 
polishing pad which may be a stiff polishing pad. 

The present invention also includes a method for polishing a surface which comprises providing on the surface a 

40 slurry comprising abrasive particles and a polyelectrolyte having ionic moieties of a charge different from that associated 
with the abrasive particles and wherein the concentration of said polyelectrolyte is about 5 to about 50 percent by 
weight of said abrasive particles; and planarising said surface by contacting it with a polishing pad which may be a stiff 
polishing pad. The polyelectrolyte can further disperse polishing debris to thereby reduce scratching caused by the 
debris. The surface can be a microelectronic wafer. The surface may be a mirror or lens. 

45 The following non-limiting examples are presented to further illustrate the present invention. 

Comparison Example 1 

Into a magnetically stirred vessel are added about 4 liters of deionised water followed by about 1 litre of colloidal 
50 aqueous alumina slurry having a peak particle size of 75 nanometers and a solids content of 6 wt. %. About 21 g of 
(NH 4 ) 2 Ce(N0 3 ) 6 is dissolved in about 1 litre of deionised water and added to the above. The slurry is then stirred for 
at least 20 minutes, resulting in about 6 litres of slurry having an alumina content of 1 wt. %. The ceria salt serves as 
an oxidant. 

The wafer to be polished has wire-bonding pads of 100umx 100um dimensions and an etch-depth of O.Bum. 
55 Surface profile taken before polishing shows 0.8 um steps on the surface, indicating a perfectly conformal depo- 

sition. These are the steps which need to be planarised. 

A soft polyurethane pad, Polytex™ from Rodel Corporation, is used since the use of a harder pad creates "black 
debris," which scratches the aluminium film. Scratches on other metallisation levels reduce short yield. 
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Polishing of the 1.1 um thick A1-0.5 wt. % Cu alloy film took place on a Westech 372 polishing machine with the 
wafer being polished located above the polishing pad, using 6 psi downforce, and 2 psi backpressure. The revolution 
of the platen was 75 rpm, while that of the carrier was 50 rpm. The slurry flow was 200 ml/min. 

Figure 5 shows the surface profile of the pads after the removal of the aluminium alloy. While the corners of the 
$ pattern became rounded, the step height remained the same 0.8um, thus, no planarization took place. 

Example 2 

Into a magnetically stirred vessel are added about 3 litres of deionised water followed by about 1 litre of colloidal 
io aqueous alumina slurry having a peak particle size of 75 nanometers and a solids content of 6 wt. %. About 21 grams 
of (NH 4 ) 2 Ce(N0 3 ) 6 are dissolved in 1 litre of deionised water, added to the above slurry and slirred for at least 20 
minutes. 

Next, about 20 ml of a 65 wt. % poly(acrylic acid) solution, in which the molecular weight of the poly(acrylic acid) 
is 2,000 are added to the slurry and the measuring cylinder in which the poly(acrylic acid) was measured is washed 
is with 1 litre ol deionised water into the slurry. The slurry is stirred for at least one hour to reach adsorption equilibrium. 

The slurry prepared is 6 litres, which contains 1 wt. % alumina and about 0.2 wt. % poly(acrylic acid). In addition 
to serving as an oxidant, the ceria salt also promotes the adsorption of the poly(acrylic acid) on the alumina abrasive. 

For the planarising, a harder pad than used in Comparison Example 1 is used. The pad is available as Pedro pad 
from Freudenberg Company. It is a non-woven pad made by laying down rayon fibres cut to 1.5-3 inches length. 
20 Subsequently, an acrylic-butadiene rubber binder is placed on the fibres, and the binder is cured to attain the desired 
viscoelastic properties. The same polishing conditions and wafer as described above in Comparison Example 1 are 
used. No black-debris formation is observed during polishing. After the removal of the aluminum alloy from the fields 
surrounding the wire bonding pad by polishing, the surface profile of the pads is given in Figure 6. The figure shows 
a step height of only 0.06um indicating a more than one order of magnitude improvement in planarization, from 0.8um 
2S step height in previous art, to 0.06um step height with the process of the present invention. 

Comparison Example 3 

Comparison Example 1 is repeated except that the harder Pedro pad is employed. Copius black debris formation 
30 is observed during polishing, and the aluminium film becomes extremely scratched, deeming it useless for microelec- 
tronics applications. The step height after polishing is 0.2um, still too large for most applications. 

Comparing Example 2 with Comparison Example 3 demonstrates the significance of the present invention. For 
Instance, the poly electrolyte additive not only improves planarization, but by dispersing the black debris, permits the 
use of harder pads. Black debris consists of aluminium particles removed by polishing. They develop the hard native 
35 oxide on their surfaces, which scratches the wafer. The polyelectrolyte binds on these particles, coats them, and pre- 
vents their scratching action, according to the present invention. In fact, when using the procedure of Example 2 on 
the first level of metallisation the short yield according to Example 2 pursuant to the present invention was at least 
95%; whereas when using that of Comparison Example 3 on the first level of metallisation the short yield from Com- 
parison Example 3 due to the severe scratching was 0%. 



Claims 

/ 

1 . A polish slurry comprising a liquid suspension of. abrasive particles characterised in that the slurry exhibits normal 
45 stress effects as hereinbefore defined, 

2. The slurry of claim 1 which further comprises a polyelectrolyte having ionic moieties of a charge that differs from 
that associated with said abrasive particles and wherein the concentration of said polyelectrolyte is about 5 to 
about 50 percent by weight of said abrasive particles. 

so 

3. The slurry of claim 2 wherein said polyelectrolyte comprises acidic groups. 

4. The slurry of claim 2 wherein said polyelectrolyte comprises basic groups. 
ss 5. The slurry of claim 2 wherein said polyelectrolyte is a polyampholyte. 

6. The slurry of claim 2 wherein said polyelectrolyte has a molecular weight of about 500 to about 1 0,000. 



8 



EP 0 846 740 A1 

7. The slurry of claim 6 wherein said polyelectrolyte is polyethylenimine. 

8. The slurry of claim 6 wherein said polyelectrolyte is selected from the group consisting of poly(acrylic acid), poty 
(methacrylic acid) and poly male ic acid. 

5 

9. The slurry of claim 2 wherein a fraction of said abrasive particles are pretreated to enhance their ability to adsorb 
said polyelectrolyte. 

10. The slurry of claim 2 wherein a fraction of said abrasive particles are pretreated with an oxidant in an amount 
io sufficient to enhance their ability to adsorb said polyelectrolyte. 
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